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SPECIFICATION 

1. Title of the Invention 

Method for producing 1 , 2-dihydro-3H-pyrrolo[3 , 2-e] 

indole derivative 

2 . Claim 

A method for producing 3- carbamoyl - 

1.2- dlhydro - 4 -hydroxy- 5 -me thoxy- 3H-pyrrolo [ 3 , 2 - e ] indole -7- 
carboxylic acid, wherein a hydroxyl group of l-acetyl-2 , 3- 
dihydro-6-methoxy-5-nltro-lH-indole-7-ol is benzylated to 
produce 1 -acetyl - 7 - benzyloxy- 2 , 3 -dihydro- 6 -me thoxy- 5 - nitro - 
IH-lndoley then causing a deacetylation reaction to produce 
7-benzyloxy-2,3-dlhydro-6-methoxy-5-nitro-lH-indole* then 
isocyanla acid is reacted to produce 7 -benzyloxy - 

2.3- dihydro- 6 -methoxy- 5 -nitro - 1H- indole- 1 -carboxy amide ; 
then causing reductive debenzylation reaction to produce 
5 - amino- 2 , 3 - dihydro - 7 - hydroxy- 6 -met hoxy- 1H- Indole- 1 - carboxy 
amide? next diazotlzation and reaction with ethyl -2 -acetyl 
propionate are performed to produce 
2 , 3-dihydro-5- [N 1 - ( 1-ethoxy carbonyl ethylldene ) hydra z in o] - 
7 -hydroxy- 6 -me thoxy- 1H- indole- 1 - carboxy amide ; cyollzat ion 
is performed to produce ethyl- 3 -carbamoyl- 1 , 2-dihydro- 
4 -hydroxy- 5 -methoxy-3H-pyrrolo [ 3 , 2 -e ] indole- 7 -oarboxylate ; 
and next, alkaline hydrolysis is caused to produce 3- 

1 
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carbamoyl- 1 , 2 - dlhydro - 4 -hydroxy- 5 -methoxy- 3H-pyrrolo [ 3 , 2 - e ) 
indole- 7 -carboxyllc acid. 



The present invention relates to a novel method for 
producing a known compound 3 -carbamoyl -1,2 -dlhydro- 4 -hydroxy- 
5 -me thoxy- 3H-pyrrolo [ 3 , 2 - e ] Indole- 7 -oarboxyllc acid, which 
is useful as an enzyme inhibitor* The reaction by the method 
of the present invention is represented by the following scheme: 



According to the method of the present invention, the 
hydroxyl group at position 7 of a novel compound, which is 
compound [I] in the above reaction scheme, is protected to 
produce compound [II], and then alkaline hydrolysis is caused 
to produce compound [III] - Then, position 1 of compound [III] 
is carbamoylated to produce compound [IV], and then hydrogen 
is added to produce compound [V] . The compound [V] is 



3. 



Detailed Description of the Invention 




2 
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diazotized and reacted with ethyl- 2 -acetyl propionate to 
produce compound [VI]. Then, the compound [VI] is cyclized to 
produce compound [ VI I ] , which is a 1,2- dlhydro - 
3H-pyrrolo[3,2-e] indole derivative* The compound [VII] is 
hydrolyzed to produce the Intended compound, 3 -carbamoyl - 
l,2-dihydro-4-hydroxy-5-methoxy-3H-pyrrolo [3,2-e] Indole 7- 
carboxylic acid [VI II]. 

The 3 -carbamoyl- 1 , 2 - dlhydro- 4 -hydroxy- 5 -methoxy- 3H- 
pyrrolo[ 3,2-e] Indole 7-carboxylic acid obtained by the method 
of the present invention is known to have been obtained as a 
microorganism metabolite (Japanese Laid-open Publication 
No. 52-18893) * but there is no example reported so far of 
totally synthesizing this compound. 

This compound is known as inhibiting adenoclne 
3 ■ , 5 1 -cyclic phosphate phosphodiesterase ( hereinafter, 
referred to as "cyclic AMP PDE" ) present in animal bodies so 
as to prevent decomposition of adenoclne 3 1 , 5 1 -cyclic phosphate 
(hereinafter, referred to as "cyclic AMP" ) and thus to control 
the intracellular level thereof. The compound is expected to 
provide various pharmacological effects. The compound can 
possibly provide improvement of sugar metabolism in the liver, 
cardiotonic effects, smooth muscle relaxation effects, 
bronchodllatlon effects, coronary artery dilation effects, 
improvement of lipid metabolism, ataractic effects, bodily 
fluid secretion promoting effects, and hormone secretion 
promoting effects , and the like. 

It has been found that high blood pressure rats have a 
low cyclic AMP content in their blood vessel ( ■Science", 
Vol. 179, page 807, 1973), and a cyclic AMP PDE inhibitor is 
expected to provide an antihypertensive effect and an 



3 
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anti-arterial sclerosis effect. It has been discovered that 
cyclic AMP is Involved in the development of allergy ( "Biotech" , 
Vol. 3, No- 12, page 962. 1972) ■ The cyclic AMP PDB Inhibitor 
is expected to have anti-allergy effects, asthma prevention 
effects, and the like. 

Dibutyl adenoclne 3' , 5 1 -cyclic phosphate, which is a 
derivative of cyclic AMP. is known to suppress proliferation 
of cancerous cells and canceratlon in cultured animal cells 
("Protein. Nucleic Acid , Enzyme", Vol. 18, No. 13. page 1195. 
1973). This means that the cyclic AMP PDE inhibitor possibly 
has an anticancer effect . More specifically, the close 
relationship between the inhibition effect of cyclic AMP PDE 
and drugs for mental Illness has been found ( "Science" . Vol. 176 . 
page 428. 1972) . As described above, the intended compound of 
the present invention is expected to be usable in a wide range 
of fields as a pharmaceutical drug. 

The intended compound of the present invention was 
originally isolated as a microorganism metabolite, but the 
yield was low. The present inventors accumulated studies in 
order to obtain this compound by a chemical technique . and have 
completed the present invention. 

The starting compound [I] used in the present Invention 
is a novel substance as described above, and an exemplary method 
for preparing the starting compound II] will be described. 



4 
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6-methoxy-lH-indole-7-ol (known substance) (1) is 
aatalytioally hydrogenated to produoe 2 , 3-dihydro-6- 
metnoxy-lH- indole- 7 -ol (2). This is aoetylated to produce 
7 -acetoxy- 1 -acetyl- 2 , 3 -dihydro- 6 -methoxy- 1H Indole. This is 
nitrated to produce 7 - acetoxy- 1 - acetyl -2,3- dihydro - 6 - 
methoxy- 5 -nitro-lH- Indole (4). Then, partial hydrolysis is 
performed to produce 1 -acetyl 2,3- dihydro - 6 -methoxy- 5 -nltro- 
lH-indole-7-ol [il. 



The practice of the method of the present invention will 
be described in more detail below. The purpose of producing 
compound [II] from compound (I] la to protect a free hydroxy 
group and thus to suppress the side reaatlon in the 
aarbamoylatlon reaction described below. Any protecting group , 
which has sufficient reactivity to be removed in the subsequent 
step without spoiling the carbamoyl group at position 1 or the 
methoxy group at position 7, can be used. Appropriate 
protecting groups Include substituted alkyl groups, for example, 
benzyl groups, substituted benzyl groups, and the like. For 
example, in the reaction of compound [I] and benzyl chloride, 
the objective is achieved by heating compound [I] and benzyl 
chloride with a de- chlorinating agent to 70 to 150°C in an 
inactive solvent such as me thylethylketone , THF, dloxane, DMF, 
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DMSO, sulfolane or the like. 

Production of compound [III] by a de-acetylation reaction 
of compound [II] can be performed under usual de-acetylation 
reaction conditions, by reacting compound [II] with caustic 
alkali at 50 to 100°C in an organic solvent, for example, alcohol, 
ketone, or ethers. 

Production of compound [IV] from compound [III] is 
carbamoylation of position 1 of a 2, 3 -dlhydro-lH- indole 
derivative. In general, compound [III] and lsocyanlc acid are 
reacted in a water-organic solvent mixture solution, 
lsocyanlc acid is generated by a reaction of an acid and an 
isocyanate in a reaction system. Usually, the reaction may be 
performed in an aqueous solvent, but is performed, here, in a 
mixture solution with an organic solvent in order to improve 
the solubility of compound [IV] . Any organic solvent which is 
inactive to the reaction system can be used. Usually, organic 
acids such as acetic acid, propionic acid and the like; THF; 
dioxane; acetone; methylethylketone and the like are used. 
When an organic acid is used, an acid as a material for producing 
lsocyanlc acid is not necessary. The acids used in the present 
invention are hydrochloric acid, sulfuric acid, and organic 
acids. As an isocyanate, potassium isocyanate or sodium 
isocyanate is used* The molar ratio of isocyanate is 1 to 10 
times with respect to compound [III] . The reaction temperature 
is 20 to 120°C, preferably 80 to 100°C. Heating is performed 
for 1 to 2 hours. 

Production of compound [V] from compound [IV] is realized 
by reduction of a nitro group at position 5 and removal of the 
protecting group at position 7. When the protecting group is 
a benzyl group, the objective is achieved by performing 
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catalytio hydrogenation using palladium -carbon at room 
temperature to 50°c. 

Production of compound [VI] from compound [V] is 
synthesis of side chains necessary for synthesizing a pyrrole 
ring. This is performed by diazotizating compound [ V] , and then 
reacting with ethyl -2 -acetyl propionate to produce compound 
[VI] having a 1-ethoxy oarbonyl ethylidene hydrazine group. 
The reaction of the dlazotlzed substance of compound [V] 
obtained by the usual method and ethyl- 2 -acetyl propionate is 
performed by injecting the dlazotlzed solution into an alkaline 
solution of ethyl- 2- acetyl propionate. Ethyl -2 -acetyl 
propionate is used at a molar ratio 1.0 to 1.2 times with respect 
to compound [V] , mixed in a solvent mlsclble with water with 
caustic alkali having substantially an equal molar ratio to the 
acid used for diazotization at low temperature (for example, 
-10 to 5°C). Then, the dlazotlzed solution Is poured into the 
resultant mixture at -10 to 5°C. After the injection # the 
reaction Is continued for 0 . 5 to 2 hours at the same temperature. 
Advantageously usable organic solvents lnalude alcohols such 
as methanol, ethanol and the like; ketones such as acetone 0 
methylethylketone and the like; and ethers such as dioxane, THP 
and the like. 

Production of compound [VII] by pyrrole ring synthesis 
by cyclization of the side chains of compound [VI] is performed 
using an acid such as hydroohloria acid, sulfuric acid, 
polyphosphorio acid or the like as a cyclization agent. When 
hydrochloric acid or sulfuric acid is used, the reaction is 
performed in an alcoholic solvent. When polyphosphorio acid 
is used, the reaction is performed with no solvent. The 
reaction is performed at room temperature or higher temperature. 
The temperature may be raised to 60 to 80°C. It requires 0.5 
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to 2 hours to complete the reaction. 

Production of compound [VIII] from compound [VII] is a 
normal hydrolysis of ether. Compound [VII] and the intended 
compound [VIII] are relatively unstable under alkali, and are 
preferably reacted under dilute alkali. The compounds are 
stirred in an organic solvent such as, for example , alcohol, 
using 0.05 to 0.1 N caustic alkali, at room temperature to 50°c 
for 0.5 to 24 hours. After the reaction was completed, the 
precipitated crystals were removed. The resultant substance 
is purified by recrystallization, silica gel chromatography, 
or a re -precipitation method as necessary* 

Hereinafter, the present invention will be described by 
way of reference examples representing preparation of the 
starting material used in the method of the present invention 
and examples of the present invention. 

Reference example 1: Production of 7-aoetoxy-l-acetyl- 
2 , 3-dihydro~6-methoxy-lH-indole ( 3 ) 

10 g of 6-methoxy-lH-indole-7-ol, 4.0 g of 
5% -platinum- carbon, and 100 ml of acetic acid were placed in 
a 200 ml autoclave, and reacted with hydrogen gas at an initial 
pressure of 30 kg/cm 2 at 40 to 50°C, until the pressure reduction 
was not detected. After the resultant substance was cooled, 
the reaction solution was filtered. Crude 
2 , 3-dihydro-6-methoxy- 1H- Indole- 7 -ol acetate, which was 
obtained by concentrating the filtrate under reduced pressure, 
was dissolved in 30 ml of pyridine? 30 ml of acetic anhydride 
was added; and the substances were stirred at room temperature 
for 30 minutes and then at 60°C for 3 hours. The reaction 
solution was concentrated under reduced pressure, and water was 
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added to the residue. The obtained substance was further 
concentrated under reduced pressure. The residue was 
recrystallized from carbon tetrachloride. Thus, 9.9 g of 
7 -acetoxy-1 -acetyl 2,3- dlhydro - 6 -methoxy- 1H- indole having an 
mp of 141 to 142°C was obtained. Elemental analysis values (the 
values in brackets are calculated values): C% 62.16 (62.64); 
H% 5.84 (6.07); N% 5.78 (5.62). 

Reference example 2: Production of 7 -acetoxy-1 -acetyl - 
2,3-dihydro-6-methoxy-5-nitro-lH Indole (4) 

5,0 g of 7-acetoxy-l-aoetyl-2,3-dihydro-6-methoxy- 
lH-lndole was mixed with 50 ml of acetic anhydride. 1.5 ml of 
concentrated nitric acid (d 1.50) was added dropwlse at o to 
2°C, and the reaction was continued for 1 hour at the same 
temperature. The reaction product was poured into Iced water, 
and the precipitated crystals were filtered/ washed with water , 
dried , and then rearystallized from methanol. Thus, 4.0 g of 
pale yellow prism- shaped crystals of 7 -acetoxy-1 - 
acetyl- 2 , 3-dlhydro-6-methoxy-5-nitro-lH-indole having an mp 
of 161 to 162°C was obtained. Elemental analysis values (the 
values In brackets are calculated values): c% 53.47 (53.06); 
H% 4.67 (4.80); N% 10.33 (9.52). 

Reference example 3: Production of 1-aoetyl- 

2,3-dihydro~6 -methoxy- 5 -nitro-lH- Indole- 7 -ol [ I ] 

3.7 g of 7-acetoxy-l-acetyl-2,3-dihydro-6-methoxy- 
5-nitro-lH-indole was added to 130 ml of ethanol, and 37 ml of 
2N-caustio soda was added at 10°C and reacted for 30 minutes. 
The resultant substance was diluted with water, and acidified 
with concentrated hydrochloric acid. The precipitated 
crystals were filtered, washed with water, dried, and then 
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recrystallized from methanol. Thus, 2.6 g of yellow 
prism- shaped crystals of 1 -acetyl - 2 , 3 -dihydro- 6 -methoxy- 5 - 
nitro-lH- indole- 7 -ol having an mp of 146°C was obtained. 
Elemental analysis values (the values in brackets are 
calculated values ) : C% 52.74 (52.36); H% 4.71 (4.80); N% 11.44 
(11.11) . 

Example Is Production of 1 -acetyl -7 -benzyloxy- 2,3 -dihydro- 
6 -methoxy- 5 -nltro - 1H- indole [II] 

2.2 g of i-acetyl-2,3-dihydro-6-methoxy-5-nltro-lH- 
indole-7-ol, 2.3 g of benzyl chloride, and 5.5 g of anhydrous 
potassium oarbonate were mixed with 20 ml of dimethylf ormamide , 
and heated at 110 to 120°C for 30 minutes. The obtained 
substance was aooled and filtered, and the filtrate was 
concentrated under reduced pressure. Ethyl acetate was added 
to the resultant residue. The resultant residue was washed with 
water, de-watered with anhydrous sodium sulfate, and 
concentrated under reduced pressure. The residue was 
recrystallized from n-hexane -methylene chloride. Thus, 2.8 g 
of yellow prism- shaped crystals of 1 -acetyl- 7- 
benzyloxy-2, 3-dihydro-6-methoxy-5-nitro-lH-indole having an 
mp of 15 9°C was obtained. NMR&(CDC1 3 ): 2.25 (3H, S), 2.92 (2H, 
t), 4.05 (2H, t), 4.10 (3H, S), 5.03 (2H, S), 7.38 (5H, S), 7.55 
(1H, S) . Elemental analysis values (the values in brackets are 
calculated values ) s C% 63.44 (63.15); H% 5.33 (5.30); N% 8.08 
(8,18) . 

Example 2s Production of 7-benzyloxy-2,3-dihydro-6-methoxy- 
5-nitro-lH-indole [III] 

130 g of l-acetyl-7-benzyloxy-2,3-dlhydro-6-methoxy-5- 
nitro-lH- Indole was suspended in 250 ml of ethanol, 145 ml of 
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aqueous solution of lN-caustic soda was added , and reacted at 
70 to 80°C for 20 minutes. The resultant substance was cooled, 
then poured Into water, extracted with ethyl acetate, washed 
with water, de-watered with anhydrous sodium sulfate, and 
concentrated under reduced pressure. Thus, 10.8 g of yellow 
needle-shaped crystals of 7-benzyloxy-2, 3-dihydro-6- 

methoxy- 5- nit ro-lH- indole having an mp of 93 to 94°C was 
obtained. NMR 6 (CDC1 3 ): 3.02 (2H, t), 3.59 (2H, t), 3.98 (3H, 
S), 4.30 (1H, bs), 5.40 (2H, S), 7.44 (5H, S), 7.63 (1H, S). 
Elemental analysis values (the values in brackets are 
calculated values) ? C% 64.11 (63.99); H% 5.37 (5.38); N% 9.44 
(9 .33) . 

Example 3: Production of 7-benzyloxy-2 , 3-dihydro-6-methoxy- 
5-nitro-lH-indole-l-oarboxy amide [IV] 

6.0 g of 7-benzyloxy-2,3-dihydro-6-methoxy-5- 

nitro-lH- Indole was dissolved in 90 ml of acetic acid, and 9 ml 
of water was added. The resultant substance was heated to 50 
to 60°C, and an aqueous solution of 9.0 g of sodium isocyanate 
and 80 ml of water was dropped gradually. After the dropping 
was completed, the temperature was raised to 80 to 90°C, and 
reaction product was performed at this temperature for 1 hour. 
The reaction product was cooled and then poured into water. The 
precipitated crystals were filtered, washed with water and 
dried. Thus, 6.7 g of 7-benzyloxy-2 . 3-dihydro-6- 

methoxy- 5 -nitro-lH- indole- 1-oarboxy amide having an mp of 184 
to 186°C was obtained. NMR 6 (CDC1 3 ) 3.02 (2H, t), 3.93 (3H, 
S), 4.08 (2H,t), S.04 (2H, S) , 6.78 (2H, S) , 7.45 (5H, S), 7.61 
(1H, S) . Elemental analysis values (the values in brackets are 
calculated values ) : C% 60.19 (59.47) t H% 4.98 (4.99); N% 12.29 
(12.24) . 

Example 4 2 Production of 5 - ami no -2,3- dlhy dr o - 7 - hydroxy - 
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6 -methoxy- 1H- indole- 1 -oar boxy amide [V] 

6.1 g of 7-benzyloxy-2 , 3-dihydro-6-methoxy-5-nltro- 
1H- indole- 1 -carboxy amide, 2.0 g of 10%-palladlum carbon, and 
300 ml of ethanol were placed in an autoclave having a volume 
of 500 ml, and reacted with hydrogen gas at an initial pressure 
of 15 kg/cm 2 at room temperature, until the pressure reduction 
was not deteated. After the reaction, the contents were 
filtered off , and the filtrate was concentrated under reduced 
pressure. The residue was recrystalllzed from methanol. Thus, 
3.5 g of white prism-shaped crystals of 5-amino-2,3-dihydro-7- 
hycbroxy- 6 -methoxy- 1H- Indole - 1 -car boxy amide having an mp of 
196 to 197°C was obtained. NMR & (DMSO-d«): 2.90 (2H, t), 3.65 
<3H, S), 3.81 (2H, t), 4.50 (2H, bS ) , 6.05 (1H, S), 6.67 (2H, 
s), 12.93 (1H, S). Elemental analysis values (the values in 
brackets are calculated values): C% 53,72 (53.80); H% 5,78 
(5.87); N% 18.85 (18.83). 

Example 5 : Production of 2 , 3-dihydro-5- [N* - ( 1-ethoxy carbonyl 
e thylidene ) hydraz ino ] - 7 - hydroxy- 6 -methoxy- 1H - Indole -1- 

carboxy amide [VI] 

2.5 g of 5-amino-2, 3 -dihydro- 7 -hydroxy- 6 -methoxy- 1H- 
indole-1- carboxy amide was added to 9.6 ml of a mixture of 
concentrated hydrochloric acid and 20 ml of water, and 
diazotlzed by adding a solution of 0 . 78 g of sodium nitrite and 
8.8 ml of water at -5 to 0°C. Separately, 2.08 g of 
ethyl -2 -acetyl propionate was dissolved in 25 ml of ethanol and 
cooled to -10°C or lower, and 12 ml of aqueous solution 
containing 4.5 g of caustic soda was added. To the resultant 
substance, the above-mentioned diazotlzed solution was poured 
at 2°C or lower, and stirred at 0 to 2 Q c for 1 hour. The 
precipitated crystals were filtered, washed with water, dried, 
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and then reoryatallized from methanol. Thus, 3.3 g of pale 
yellow flaky crystals of 2 , 3-dihydro-5- [N 1 - ( 1-ethoxy oarbonyl 
ethylldene ) hydra z Ino ] - 7 -hydroxy- 6 -methoxy- 1H- Indole - 1 - 

oarboxy amide having an mp of 194 to 195°C was obtained. NMR 
6 (DMSO-d 6 ): 1.28 (3H, t), 2.08 (3H, S), 3.06 (2H, t), 3.79 (3H, 
S), 3.90 <2H, t), 4.23 (2H, q) , 6.75 <1H, S) , 6.88 (2H, be), 
8.47 (1H, S) , 13.10 (1H, S) . Elemental analysis values (the 
values in brackets are calculated values )t C% 53.77 (53.59); 
H% 6.03 (5.95); N% 16.92 (16.66). 

Example 6 i Production of ethyl- 3 -carbamoyl- 1 , 2-dihydro-4- 
hydroxy- 5 -methoxy- 3H-pyrrolo [ 3 , 2 -e ] indole- 7 - carboxylate 
[Vli] 

8 g of 2,3- dlhydro - 5- [N , -(l - e thoxy oarbonyl ethylidene) 
hydrazino] - 7 -hydroxy- 6 -methoxy- 1H- indole - 1 -carboxy amide was 
suspended in 400 ml of ethanol, and hydrogen ahlorlde gas was 
introduced for 1 hour. Then, the resultant substance was poured 
into iced water, extracted with chloroform, washed with water, 
de-watered with anhydrous sodium sulfate, and concentrated 
under reduced pressure. The residue was purified by silica gel 
chromatography using chlorof orm-methanol (20:1), and 
recrystallized from chlorof orm-methanol . Thus, 1.0 g of 
colorless needle-like crystals of ethyl -3 -carbamoyl - 
1,2- dlhydro - 4 -hydroxy- 5 -methoxy- 3H-pyrrolo [ 3 , 2 - e ] indole -7- 
oarboxylate having an mp of 213 to 216°C was obtained. NMR & 
(DMSO-d*): 1.35 (3H, t), 3.20 (2H, t), 3.83 (3H, S) , 4.03 (2H, 
t), 4.27 (2H, q), 6.90 (2H, S), 7.00 (1H, d) , 11.47 (1H, S), 
13.00 (1H # S). Elemental analysis values (the values In 
brackets are calculated values): C% 52.26 (56.42); H% 5.40 
(5.37); N% 13.01 (13.16). 

Example 7: Production of 3 -carbamoyl -1,2 -dlhydro- 4- 
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hydroxy- 5-methoxy-3H-pyrrolo[ 3, 2-el indole- 7 -carboxylic acid 
[VIII] 

100 mg of ethyl- 3 -carbamoyl- 1,2-dihydro- 4 -hydroxy- 5 - 
methoxy-3H-pyrrolo[3,2-e] indole- 7 -oarboxylate was dissolved 
in 300 ml of aqueous solution of 0.05 N-oaustio alkali, left 
overnight, then aaldified with diluted hydrochloria acid, 
extracted with ethyl acetate, de-watered with anhydrous sodium 
sulfate, and concentrated under reduced pressure. The residue 
was purified by thin layer chromatography using 
chloroform-methanol (3:1). Thus, 55 mg of 3-carbamoyl- 
1,2- dihydro - 4 -hydroxy- 5 -me thoxy- 3H-pyrrolo [ 3 , 2 - e ] Indole - 7 - 
carboxylic acid having an mp of 235°C (decomposed) was obtained. 
NMR d (DMSO-d 6 )t 3.19 (2H, t), 3.78 (3H, S), 4.01 (2H, t), 6.84 
(1H, s), 6.90 (1H, d) # 11.23 (1H, bs ) , 12.81 (1H, S) . Elemental 
analysis values ( the values in brackets are calculated values) : 
C% 53.48 (53.61); H% 4.65 (4.50); N% 14.37 (14.43). 
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